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1
LOW SURFACE FRICTION PROPPANTS

This application claims the benefit under 35 U.S.C. §119
(e) of prior U.S. Provisional Patent Application No. 61/507,
437, filed Jul. 13, 2011, which is incorporated in its entirety
by reference herein.

BACKGROUND OF THE INVENTION

The present invention relates to proppants and the use of
proppants for hydrocarbon recovery, such as in subterranean
formations. The present invention further relates to identify-
ing one or more desirable properties in a proppant and meth-
ods for screening or selecting such proppants, as well as
methods to improve one or more properties in the use of
proppants in treating a subterranean producing zone.

Proppants are materials pumped into oil or gas wells at
extreme pressure in a carrier solution (typically brine) during
the hydrofracturing process. Once the pumping-induced
pressure is removed, proppants “prop” open fractures in the
rock formation and thus preclude the fracture from closing.
As a result, the amount of formation surface area exposed to
the well bore is increased, enhancing recovery rates. Sand is
the most commonly used proppant due to its availability and
low cost, but sand has limitations, such as its low crush
strength and agglomeration problems, settling, and the ability
to achieve deep placement of the sand in the desirable loca-
tions in the well bore or fractures thereof.

Ceramic proppants are becoming widely used as propping
agents to maintain permeability in oil and gas formations.
High strength ceramic proppants have been used in the
hydrofracture of subterranean earth in order to improve pro-
duction of natural gas and/or oil. For wells that are drilled
10,000 feet or deeper into the earth, the proppant beads need
to withstand 10 kpsi or higher pressure to be effective to prop
the fracture generated by the hydrofracture process. Cur-
rently only proppants formed from high strength materials,
such as sintered bauxite and alumina have sufficient compres-
sive and flexural strength for use in deep wells. These con-
ventional high strength materials are expensive, however,
because of a limited supply of raw materials, a high require-
ment for purity, and the complex nature of the manufacturing
process. In addition, such high strength materials have high
specific gravity, in excess of 3.0, which is highly undesirable
for proppant applications. Producing high strength proppants
with low specific gravity is also a challenge. In field applica-
tions, the transportability of proppants in wells is hindered by
the difference of specific gravities of proppant and carrying
fluid. While light weight oxide materials, such as cordierite,
have low specific gravity, they have a relatively weak flexural
strength and stiffness.

In conventional proppant technology, the key parameters
that were considered key for proppant success were crush
strength, specific gravity, chemical resistance to the subterra-
nean formation, the fluids used in the subterranean formation,
and particle size. However, when these properties were
achieved or nearly achieved, the success of the proppant in the
subterranean formation still had significant room for
improvement with respect to controlling settling velocity,
reducing agglomeration, avoiding pressure drops in the for-
mation, obstruction of the proppants along the well bore and
walls, bridging, clogging, and the like. Thus, the inventors of
the present invention realized that other key parameters of the
proppant must not be present in view of these undesirable
properties that were still occurring with regard to the proppant
in the subterranean formation. Thus, there was a need to
develop more improved proppants, methods for selecting
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proppants, and methods for improving one or more of the
above-identified properties which were not being achieved
with conventional proppants.

SUMMARY OF THE PRESENT INVENTION

A feature of the present invention is to provide a proppant
that overcomes one or more of the above-identified disadvan-
tages with conventional proppants.

A further feature of the present invention is to provide a
proppant having low surface friction.

An additional feature of the present invention is to provide
methods for selecting proppants that will achieve or over-
come one or more of the above-identified problems with
conventional proppants.

A further feature of the present invention is to provide
methods for obtaining slower settling velocity, and/or lower
agglomeration, and/or lower resistance to multi-phase flow,
and/or lower pressure drop in the formation, and/or reduced
bridging, and/or reduced clogging in the formation with
regard to the proppant, and/or other advantages.

Additional features and advantages of the present inven-
tion will be set forth in part in the description that follows, and
in part will be apparent from the description, or may be
learned by practice of the present invention. The objectives
and other advantages of the present invention will be realized
and attained by means of the elements and combinations
particularly pointed out in the description and appended
claims.

To achieve these and other advantages, and in accordance
with the purposes of the present invention, as embodied and
broadly described herein, the present invention relates to a
proppant having low surface friction comprising an angle of
repose of 30° or less, such as 15° to 30°.

In addition, the present invention relates to a method for
selecting a proppant comprising measuring the angle of
repose of the proppant and selecting said proppant if the angle
of repose is 30° or less, such as from 15° to 30°.

The present invention also relates to achieving a slower
settling velocity of the proppant in a transport fluid or carry-
ing fluid comprising utilizing a proppant having an angle of
repose of 30° or less.

Also, the present invention relates to a method for achiev-
ing a lower agglomeration of proppant comprising utilizing a
proppant having an angle of repose of 30° or less.

Further, the present invention relates to a method of achiev-
ing lower resistance to multi-phase flow in a subterranean
formation comprising utilizing a proppant having an angle of
repose of 30° or less.

Further, the present invention relates to amethod to achieve
lower pressure drop in a subterranean formation comprising
utilizing a proppant having an angle of repose of 30° or less.

Also, the present invention relates to a method to reduce
bridging and/or clogging of the proppant in a subterranean
formation comprising utilizing a proppant having an angle of
repose of 30° or less.

It is to be understood that both the foregoing general
description and the following detailed description are exem-
plary and explanatory only and are intended to provide a
further explanation of the present invention, as claimed.

The accompanying drawings, which are incorporated in
and constitute a part of this application, illustrate some of the
embodiments of the present invention and together with the
description, serve to explain the principles of the present
invention.
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BRIEF DESCRIPTION OF DRAWINGS

FIG. 1 are three images of an angle of repose measurement
for three proppant powders, and also shown are the hour-
glasses used.

DETAILED DESCRIPTION OF THE PRESENT
INVENTION

The present invention relates to proppants having
improved properties, such as low surface friction character-
ized by an angle of repose of 30° or less. The present invention
further relates to methods to use such proppant in hydrocar-
bon recovery, such as gas and/or oil recovery.

The present invention further relates to methods to select
proppants based on proppants having low surface friction, as
well a methods to improve various properties associated with
proppants, such as, but not limed to, obtaining lower settling
velocity of the proppant, lower agglomeration of the prop-
pant, lower resistance of the proppant to multi-phase flow,
lower pressure drop in the formation during use of the prop-
pant, reduced bridging, and/or reduced clogging of the prop-
pant in the subterranean formation.

In more detail, the present invention relates, in part, to a
proppant having low surface friction. A proppant having low
surface friction can be tested, for instance, by having an angle
of repose of 30° or less. For instance, the angle of repose can
be 15°10 25°, 15° to 22°, 20° to 25°, 25° to 30°, or have other
angles of repose. For purposes of the present invention, the
angle of repose was determined as follows.

A plastic hourglass device with a 4 mm orifice was used for
the testing and was obtained from Oriental Trading (China) as
Product No. IN-59/051, and was described as a jumbo
3-minute classroom timer. The height from the bottom of the
4 mm orifice to where the proppant lands is 72.5 mm and the
bottom of the diameter of the hourglass is 102 mm. In this
testing for angle of repose, 100 ml (volume) of the proppant to
be tested is introduced into the hourglass device and the floor
on which the hourglass will be placed is level. The hourglass
device is then inverted, such that the proppant material is
allowed to pour through the orifice of the hourglass device. As
shown in FIG. 1, the resultant mound is formed and can be
measured for the angle of repose, which is the angle formed
by the mound as shown in FIG. 1, which shows a 22° angle of
repose as an example. The static coefficient of friction can
also be calculated by taking the tangent of the angle mea-
sured.

A proppant having low surface friction, such as an angle of
repose of 30° or less, is achievable by a variety of means. For
instance, the proppant can be spherical or nearly-spherical.
For instance, the proppant can have a Krumbein sphericity of
at least 0.9 and/or a roundness of at least 0.8. The term
“spherical” can refer to roundness and sphericity on the
Krumbein and Sloss Chart by visually grading 10 to 20 ran-
domly-selected particles. For purposes of the present inven-
tion, the sphericity and roundness numbers are based on an
average of 20 randomly-selected proppant particles.

Further, the proppant having low surface friction can be
further accomplished by having a particle size distribution
that is tight. The proppant can have a tight particle size dis-
tribution (PSD) such that the proppant has a d,,; from about
0.001 to about 0.4, wherein d,,;<(d,94—d,,; 1)/d, 5, and wherein
d,, is a particle size (or proppant size) wherein 10% of the
particles have a smaller particle size, d, 5, is a median particle
size wherein 50% of the particles have a smaller particle size,
and d, ¢, is a particle size wherein 90% of the particles have a
smaller particle size. The d,,; can be from 0.001 to about 0.3,
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or from 0.001 to 0.4, or from 0.001 to 0.01, or from 0.005 to
0.4, or from 0.01 to 0.4, or from 0.05 to 0.4, or from 0.075 to
0.4, or from 0.1 to 0.4, or from 0.001 to 0.25, or from 0.001 to
0.15, and the like.

The proppant can have any particle size. For instance, the
proppant can have a particle diameter size of from about 100
um to 1 cm or a diameter in the range of from about 100
micron to about 1 mm, or a diameter of from about 100
microns to about 10000 microns, or a diameter of from about
200 microns to about 2000 microns. Other particle sizes can
be used. Further, the particle sizes as measured by their diam-
eter can be above the numerical ranges provided herein or
below the numerical ranges provided herein.

Any of the proppants of the present invention can have a
crush strength sufficient for serving as a proppant to prop
open subterranean formation fractures. For instance, the
crush strength can be 1,000 psi or greater, 3,000 psior greater,
greater than 4000 psi, greater than 9000 psi, or greater than
12000 psi. Suitable crush strength ranges can be from about
3000 psi to about 15000 psi, or from about 5000 psi to about
15000 psi, and the like. In some applications, like coal bed
methane recovery, a crush strength below 3000 psi can be
useful, such as 500 psi to 3000 psi, or 1000 psi to 2,000 psi.
The proppant can have any of the crush strengths mentioned
above, such as 5000 psi to 10,000 psi, 10,000 psi to 15,000
psi, as well as crush strengths above and below these ranges.
For purposes of the present invention, crush strength is deter-
mined according to API Practice API RP 60 (2”¢ Ed. Decem-
ber 1995).

The proppants of the present application can, for instance,
have a specific gravity of from about 0.6 to about 2.5. The
specific gravity can be from about 1.0 to about 1.3 g/cc or can
be from about 0.9 to about 1.5, or can be from 1.0 to 2.5, or
from 1.0 to 2.4, or from 1.0to 2.3, or from 1.0 to 2.2, or from
1.0 to 2.1 g/cc, or 1.0 g/ce to 2.0. Other specific gravities
above and below these ranges can be obtained.

The proppant can have a coefficient of thermal expansion
(CTE at from 25° C. to 300° C.) of from about 0.1x107%K to
about 13x107%/K; and/or a thermal conductivity of from
about 0.01 W/m-K to about 3.0 W/m-K.

For purposes of the present invention, the proppant can
comprise a variety of one or more materials. For instance, the
proppant can comprise one or more ceramic components or
can be considered a ceramic proppant. The proppant can
contain or be formed from one or more natural materials, such
as sand, mineral(s), plant material, seed material, tree mate-
rial, or combinations thereof.

The proppant can be solid, hollow, or have a hollow central
void within the proppant, and/or have one or more voids
uniformly or non-uniformly distributed throughout the prop-
pant present in certain regions of the proppant, and/or the
proppant can be porous.

Inthe present invention, the proppant can be or can contain
a ceramic material. The ceramic material can comprise an
oxide, such as an oxide of aluminum, and/or an oxide of one
or more other metals. The ceramic material can comprise an
aluminate. For instance, the aluminate can be an aluminate of
calcium, yttrium, titanium, lanthanum, barium, or silicon, or
any combinations thereof, and/or other elements that can
form aluminates.

The proppant can contain or include a mixture of alumi-
num oxide and silicon oxide. The proppant can contain or
include aluminum oxide, silicon oxide, zirconium oxide,
magnesium oxide, or any combination thereof. The proppant
can contain or include xerogel, pumice, envirospheres, per-
lite, vermiculite, or fired template spheres.
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The surface friction of the proppant for purposes of the
present invention can be controlled or reduced, for instance,
in an aqueous environment, for instance, when contained in a
transport or carrying fluid, by forming a lubricant layer or
layers on the most exterior surface of the proppant that comes
in contact with the transport fluid or carrying fluid. The most
external layer that has the lubricant layer can be considered
the lubricious phase. The lubricant layer can be firmly
adhered to the surface of the proppant to prevent washing off
during transport in the transport fluid. The lubricant layer can
contain or be a layer that contains graphite, molybdenum
disulphide, boron nitride, tungsten disulphide, hexagonal
boron nitride, and/or any solid material with a lamellar-type
crystal structure that can have weak bonding between the
lamellar. Additional examples include carbon particles, such
as ultrafine carbon particles (e.g., a size of 1 nm to 100 nm).
Carbon particles can have weak inter-particle bonding that
may be useful as the lubricant layer. The lubricant layer can be
placed on the proppant through a variety of techniques, such
as, but not limited to, pressure infiltration, electrostatic depo-
sition, in-situ formation, and/or direct spray applications. The
lubricant layer can cover the entire or nearly entire surface
area of the proppant’s exterior surface, such as at least 70%,
at least 75%, at least 80%, at least 85%, at least 90%, at least
95%, at least 99% (by surface area) of the proppant’s exterior
exposed surface.

With respect to pressure infiltration, the proppant can be
immersed in a mixture of solid lubricant phase and carrier
solvent and pressure can be applied to the mixture such that
the solid lubricant particles are forced into the surface pores/
cavities of the proppant.

With regard to electrostatic deposition, the proppant and
solid lubricant particles that form the lubricant layer can be
electrically charged with opposite polarities. The electrostatic
interactions cause the deposition of a thin layer of solid lubri-
cant particles onto the surface of the proppant. The thickness
of the lubricant layer can be controlled by the degree of
surface charge and process time. An optional heat treatment
can be used afterwards to enhance the bonding or attachment
of'the solid lubricant phase to the proppant surface and reduce
the effects of possible lubricant delamination and/or spalling.

With regard to in-situ formation, the proppant surface can
first be coated and saturated with a liquid that contains the
lubricant-forming layer, such as a carbon-rich liquid com-
pound (e.g., hydrocarbon-based oil). The proppant that is
coated with the material that forms the lubricant layer can
then be heat-treated in a reducing atmosphere to partially
combust the carbon-rich phase, leaving behind a thin coating.
For instance, when a carbon-rich liquid compound is used, the
heat treating can provide a coating of fine carbon particles.

With regard to direct spray applications, the proppant can
be coated by a spray process, wherein the material that forms
the solid lubricant layer is present in a carrier solvent (aque-
ous or organic) and applied by spray process techniques. The
carrier can then be evaporated away from the surface of the
proppant and the proppant can then undergo, as an option,
heat treatment to enhance the bonding of the solid lubricant
phase to the proppant surface.

Applying or forming one or more lubricant layers on the
surface of the proppant can lead to a low surface friction
proppant such that the angle of repose is 30° or less. When
more than one lubricant layer is present, the lubricant layer
can be the same or different from each other and can be
formed by the same or different techniques. The overall thick-
ness of the lubricant layer can be from about 0.1 micron to
about 1,0 microns, such as from about 0.5 micron to about
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100 microns. This overall thickness can be a result of one
lubricant layer or two or more lubricant layers formed on the
surface of the proppant.

As another option, if the proppant is a sintered proppant,
the lubricant layer can be formed prior to sintering or as a
post-sintering treatment. The lubricant layer can be adhered
or attached to the surface of the proppant through thermal
treatment, flame treatment, or the like. The lubricant layer can
be one or more polymer layers that can be applied through
polymer solution spray coating techniques. As an option, the
polymer that is part of the lubricant layer can be cured onto
the surface of the proppant, such as by infrared or ultraviolet
curing or other curing techniques.

The polymer that can be or be part of the lubricant layer can
be a thermoplastic or thermoset polymer.

Another way to achieve lower surface friction is to subject
the proppants to one or more polishing processes. For
instance, the proppants can be subjected to polishing or tum-
bling to make the surface of the proppant smoother. This can
be achieved in a planetary mill or other mill. With polishing,
the surface roughness of the proppant can be reduced and it
has been discovered that this can reduce the surface friction of
the proppant. This process is especially effective with a
ceramic exterior surface. Further this process and any of the
processes described herein for lowering surface friction can
be especially effective when the proppant has a Krumbein
sphericity of at least 0.8 or at least 0.9.

As indicated above, a key goal with proppants is to provide
a proppant that has an acceptable settling velocity, low
agglomeration, lower resistance to multi-phase flow, lower
pressure drop in the formation when used, lower amount of
proppants that are obstructed by walls (e.g., rough walls) so
that more proppant reaches the deeper surface or surface
further away from the well bore, and/or less chance of bridg-
ing and/or less clogging and/or deeper transport of the prop-
pant in areas away from the well bore, and/or greater proppant
fracture areas.

In order to achieve these key properties and without undue
experimentation at the actual well site, part of the present
invention involves the ability to determine one or more key
properties that accurately predicts a proppant’s performance
when the proppant is actually introduced into the subterra-
nean formation. One key property that accurately predicts the
proppant’s performance is a proppant’s surface friction, for
instance, as determined by the angle of repose as described
herein. By having a proppant having a low surface friction,
such as an angle of repose of 30° or less, this accurately
predicts the proppant’s performance with regard to one or
more of the above-identified properties. When the angle of
repose is greater than 30°, such as 30° or greater, 35° or
greater, 40° or greater, 45° or greater, or 50° or greater, a
noticeable decline in one or more of the advantageous prop-
erties is seen. In other words, when a proppant has an angle of
repose of over 30°, the settling velocity is faster, the agglom-
eration is more, there is more resistance to multi-phase flow,
there is more pressure drop in the formation, there is a larger
amount of proppants that are obstructed by walls, less prop-
pant reaches fracture areas further away from the well bore,
there is more bridging and/or more clogging of the proppant
in the subterranean formation, and/or the proppant fracture
area is less. One or more of these negative properties are seen
when the angle of repose is over 30°.

Thus, the present invention relates, in part, to a method for
selecting a proppant which involves determining the surface
friction of the proppant, such as by measuring the angle of
repose. Further, the method can include determining if the
angle of repose is 30° or less and, if so, such proppant is
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selected over other proppants having a higher angle of repose,
such as ones over 30°. Thus, the present invention provides a
method to select or screen desirable proppants that stand a
much higher likelihood of achieving desirable proppant per-
formance in the well bore as explained herein. Further, the
present invention relates to a method for obtaining slower
settling velocity; and/or achieving lower agglomeration (e.g.,
in the carrier fluid or in the subterranean formation); and/or
lower resistance to multi-phase flow; and/or lower pressure
drop in the formation; and/or reduced bridging and/or
reduced clogging by utilizing one or more proppants having
low surface friction, such as determined by an angle of repose
0f 30° or less, such as from 15° to 30°, from 15° to 22°, from
20° to 25°, from 20° to 30°, or other ranges therein.

As an example, a comparative proppant can have a very
similar specific gravity, roundness, and sphericity, and yet
have a higher surface friction, and with this difference, the
performance of the proppant is significantly different.

Thus, the present invention provides the ability for a user of
proppants and a proppant manufacturer to accurately predict
a proppant’s performance, and the present invention further
permits the ability for a proppant user or manufacturer to
design and/or select proppants that have a higher likelihood of
achieving one or more of the beneficial properties mentioned
herein with regard to proppant performance in a subterranean
formation. In addition, the present invention relates to a key
characteristic of proppants, namely low surface friction or an
angle of repose that provides the ability for proppant users
and/or manufacturers to better understand the proppant being
used and to understand expected performance in subterranean
formation.

Set forth below are examples of proppants, characteristics,
parameters, properties, or combinations thereof that may be
present. These are merely examples of additional character-
istics that can be present. Any one or more of these features
can be present as part of the low surface friction proppant.

The proppant can have one or more voids in the proppant,
wherein the one or more voids amount to at least 20% void
volume (or at least 30% void volume) in the proppant,
wherein the percent is based on the entire volume of the
proppant. The void volume can be from 1% to 40%, or from
5% to 40%, or from 10% to 40% or more, or from 20% to
30%, or from 25% to 30%) or from 28% to 30%.

The proppant can comprise a template sphere having at
least one void within the interior of the template sphere. The
template sphere can have a Krumbein sphericity of at least
about 0.8 and a roundness of at least about 0.8. The overall
proppant can have a Krumbein sphericity of at least about 0.8
and a roundness of at least about 0.8, and a continuous sin-
tered shell around the entire outer surface of the template
sphere. The shell can comprise a ceramic material or oxide
thereof. The template sphere can comprise a material capable
of withstanding sintering. The continuous shell can have a
thickness of from about 5 microns to 300 microns. The tem-
plate sphere can have a specific gravity of 0.2 to about 1.5.
The proppant can have a crush strength of about 1,500 psi or
greater, and the template sphere can have a void volume % of
at least 30%. The continuous shell can have a substantially
uniform thickness.

The proppant can have a void volume % of from 1% to
40%, or 15% to 40%, or 20% to 30%.

The proppant and/or template sphere (if present) can have
one central void.

The proppant or template sphere can have one central void
and multiple voids throughout the proppant or template
sphere.
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The shell (if present) can comprise two or more layers. One
of'the layers can comprise ceramic material or oxide thereof.
At least one layer of the shell can comprise a resin layer or
polymer layer. The resin layer or polymer layer can be the
outermost layer comprising the shell.

The template sphere (if present) can have a crush strength
of 100 psi to 1,000 psi and the proppant can have a crush
strength of at least 2,500 psi.

The proppant or shell (if present) can comprise at least one
reinforcement material. The reinforcement material can be a
fiber, whisker, filler, or any combination thereof. The rein-
forcement material can be carbon black, fiberglass, carbon
fibers, ceramic whiskers, ceramic particulates, hollow
spheres, solid spheres, resin material, metallic particles, or
any combination thereof.

The proppant or shell (if present) can comprise a metal
carbide, metal nitride, or any combination thereof. The prop-
pant or shell (if present) can comprise a zirconium oxide, a
zirconium carbide, a zirconium nitride, or any combination
thereof. The proppant or shell (if present) can comprise alu-
minum oxide, silicon oxide, magnesium oxide, calcium
oxide, cerium oxide, yttrium oxide, scandium oxide, titanium
dioxide, or any combination thereof.

The proppant or shell (if present) can comprise a metal
oxide, a metal carbide, a metal nitride, or any combination
thereof, derived from a silicon source, titanium source, tung-
sten source, zirconium source, aluminum source, boron
source, or any combination thereof.

The proppant or shell (if present) can be surface modified,
such as with the addition of silicon oxide, sodium oxide,
potassium oxide, calcium oxide, zirconium oxide, aluminum
oxide, lithium oxide, iron oxide, cordierite, spinel, spo-
dumene, steatite, a silicate, a substituted aluminosilicate clay
or any combination thereof.

The proppant or shell (if present) can be surface modified
by applying at least one organic material to the shell.

The proppant or shell (if present) can comprise multiple
layers, wherein one of the layers can comprise a metal nitride
or metal carbide or both.

The proppant can have a glazing layer that can be present,
and, for instance, can be present on said template sphere (if
present) and can be in immediate contact with the template
sphere.

The glazing layer can comprise silica, mullite, spodumene,
silicon oxide, sodium oxide, potassium oxide, calcium oxide,
zirconium oxide, aluminum oxide, lithium oxide, iron oxide,
cordierite, spinel, steatite, a silicate, a substituted alumino
silicate clay or any combination thereof.

At least a portion of the glazing layer can penetrate or
infiltrate below the surface of the proppant or template sphere
(if present).

The proppant can have one, or more, or all of the following
characteristics:

(a) an overall diameter of from about 90 microns to about

1,600 microns;

(b) spherical;

(c) a shell having voids or is porous or non-porous;

(d) the proppant has a crush strength of about 1,000 psi or

greater,

(e) a coating(s) that has a wall thickness of from about 15

to about 120 microns; and

(f) proppant having a specific gravity of from about 0.9 to

about 3.

The proppant or shell (if present) can comprise one or more
layers. One or more layers can comprise a fugitive phase or
hollow material or both. The fugitive phase or hollow material
or both can be present uniformly throughout the layer(s).
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The proppant or shell (if present) can comprise two or more
layers. At least two layers can contain a fugitive phase mate-
rial or a hollow material or both. The fugitive phase material
or hollow material or both are the same or different in each
layer. The two or more layers can comprise at least an outer
layer and an inner layer, wherein the outer layer has a higher
amount of said fugitive phase material and/or hollow material
compared to the inner layer.

The two or more layers can comprise at least an outer layer
and an inner layer, wherein the outer layer has a higher
amount of the fugitive phase material and/or hollow material
compared to the inner layer and the outer layer has a higher
amount of the fugitive phase material and/or hollow material
compared to the template sphere, when present. The layer can
comprise from about 0.5% to about 15% by volume of the
fugitive phase material and/or hollow material. The layer can
comprise from about 15% to about 25% by volume of the
hollow material when the diameter size of the hollow material
is from 0.1 to 0.2 microns. The layer can comprise from about
15 volume % to about 80 volume % of the fugitive phase
material and/or hollow material. The template sphere can
comprise fugitive phase material and/or hollow material in an
amount of from about 0.1 volume % to about 15 volume %.
The template sphere can comprise fugitive phase material
and/or hollow material in an amount of from about 15 volume
% to about 80 volume %.

The proppant or shell (if present) can comprise a coating
layer to fill in at least a portion of any pores or voids that are
present on the proppant or on a layer comprising a shell or
surface of the template sphere.

Any reinforcement material can be surface treated by a
thermal treatment, densification, surface modification, coat-
ing, glazing, mechanical treatment, chemical treatment, a
direct particle deposition from a slurry containing precursor
particles, preferential dissolution of one or more species on
the particulates or components, or spark discharge treatment,
or any combination thereof.

The proppant can comprise a template sphere, with the
template sphere having a Krumbein sphericity of at least
about 0.8 and a roundness of at least about 0.8, and the
proppant having a Krumbein sphericity of at least about 0.8
and a roundness of at least about 0.8, and a continuous sin-
tered shell around the entire outer surface of the template
sphere, wherein at least the outer surface of the template
sphere comprises a glass-ceramic or a glass-ceramic contain-
ing layer in contact with the outer surface of the template
sphere. In general, the template sphere can be a solid sphere,
or a hollow sphere. The proppant can comprise a continuous
sintered shell around the entire outer surface of the template
sphere or the glass-ceramic containing layer, and the shell can
comprise a ceramic material or oxide thereof. The template
sphere can be entirely glass-ceramic. The template sphere can
be a cenosphere. The template sphere can comprise ceramic
and/or glass. The template sphere can comprise glass. The
proppant can comprise a glass-ceramic containing layer that
is in contact with the template sphere, and the glass-ceramic
containing layer can comprise a glass-ceramic which at least
partially diffuses into the outer surface of the template sphere.
The proppant can have an outer surface that has a thickness of
from about 0.1 pm to about 1000 um. The glass-ceramic can
have a degree of crystallinity of from about 1% to about
100%, or from about 60% to about 80%. The glass-ceramic
can comprise crystallites having an orientation that is ran-
dom. The glass-ceramic can comprise crystallites having an
orientation that is non-random. The glass-ceramic can be
capable of withstanding temperatures of up to about 800° C.
to 1,500° C.
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In general, the proppant can have at least one of the fol-
lowing properties:

a) the template sphere has a coefficient of thermal expan-
sion (CTE at from 25° C. to 300° C.) of from 0.1x10~%/K
to 13x107%K; and/or

b) the shell has a coefficient of thermal expansion (CTE at
from 25° C. to 300° C.) of from 0.1x107%K to 13x10~
/K.

In general, the proppant can have a specific gravity ofabout

3 or less; and/or a coefficient of thermal expansion (CTE at
from 25° C. to 300° C.) of from about 0.1x1075/K to about
13x107%/K; and/or a thermal conductivity of from about 0.01
W/m-K to about 3.0 W/m-K.

In general, the proppant or a component thereof can have at
least one of the following properties: a density of from about
1.5 to about 3.5 g/cm?; a Young’s Modulus of from about 50
to about 80 GPa; and/or a MOR of from about 50 to about 150
MPa. The proppant or template sphere can have a MOR of
from about 1 to about 100 MPa. The proppant or a component
thereof can have at least one of the following properties:

a) shear modulus (at 20° C.) of from about 20 to about 50

GPa;

b) a modulus of rupture (at 30° C.) of from about 50 to
about 150 MPa;

¢) a compressive strength of from about 300 MPa to about
500 MPa;

d) a fracture toughness of from about 1 to about 10
MPa-m'’?; or

e) a thermal conductivity of from about 0.01 to about 3
W/(mK).

The proppant can have a continuous shell having a thick-
ness of from about 5 micrometers to 1000 micrometers, and a
template sphere having a specific gravity of from about 0.2 to
about 3, and the proppant can have a crush strength of about
1,000 psi or greater, and the template sphere can have a void
volume % of at least 30%.

The proppant or template sphere can comprise a mixture of
aluminum oxide, silicon oxide, titanium oxide, iron oxide,
magnesium oxide, calcium oxide, potassium oxide and
sodium oxide. The proppant or template sphere can comprise
aluminum oxide, silicon oxide, boron oxide, potassium
oxide, zirconium oxide, magnesium oxide, calcium oxide,
titanium oxide or any combination thereof.

The proppant or template sphere can comprise from about
10% to about 55% by weight SiO,; from about 0% to about
28% by weight Al,Oj;; from about 1% to about 5% by weight
CaO; from about 7% to about 50% by weight MgO; from
about 0.5% to about 25% by weight TiO,; from about 0.4% to
about 30% by weight B,0;, and greater than 0% and up to
about 5% by weight P,Os, based on the weight of the glass-
ceramic. The proppant or template sphere can comprise from
about 3% to about 10% by weight Li,O; from about 0% to
about 28% by weight Al,O,; from about 10% to about 55% by
weight SiO,; from about 7% to about 50% by weight MgO;
from about 0.5% to about 25% by weight TiO,; from about
0.4% to about 30% by weight B,0O;, and from about 6% to
about 20% by weight ZnO, based on the weight of the glass-
ceramic.

The proppant or shell (if present) can comprise aluminum
oxide, silicon oxide, boron oxide, potassium oxide, zirco-
nium oxide, magnesium oxide, calcium oxide, lithium oxide,
sodium oxide, iron oxide, phosphorous oxide, and/or tita-
nium oxide or any combination thereof.

The proppant or shell (if present) can comprise silicon
oxide, sodium oxide, potassium oxide, calcium oxide, zirco-
nium oxide, aluminum oxide, lithium oxide, iron oxide,
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cordierite, spinel, spodumene, steatite, a silicate, a substituted
aluminosilicate clay or any combination thereof.

The proppant or shell (if present) can comprise Steatite.
The proppant or shell (if present) can comprise cordierite.

The proppant or shell (if present) can comprise magnesium
oxide, calcium oxide, cerium oxide, yttrium oxide, scandium
oxide, titanium dioxide, or any combination thereof.

The proppant or shell (if present) can comprise a metal
oxide, a metal carbide, a metal nitride, a metal boride, a metal
silicide or any combination thereof, derived from a silicon
source, titanium source, tungsten source, zirconium source,
aluminum source, boron source, or any combination thereof.

The proppant or shell (if present) can be surface modified
by applying at least one organic material to the shell.

The glass-ceramic can be uniformly distributed in the con-
tinuous sintered shell and/or the template sphere. The glass-
ceramic can be non-uniformly distributed in the continuous
sintered shell and/or the template sphere.

The crystallite size of the glass-ceramic can be from about
0.1 to about 0.5 micrometers. The crystallite size of the glass-
ceramic can be less than 1 micron. The proppant can be
spherical, rod-, pillar-, spike-, gear-, donut-, cylinder-, poly-
gon- or peanut-shaped. The proppant can comprise a shape
having an aspect ratio of 1.

The proppant can comprise a glass-ceramic containing
layer that is in contact with a template sphere, and, optionally,
the glass-ceramic containing layer can comprise a glass-ce-
ramic which at least partially diffuses into the outer surface of
a template sphere. The proppant can have an outer surface or
layer having a thickness of from about 0.1 to about 1000 pm.
The glass-ceramic can comprise from about 1% to about
100% crystallinity, such as from about 10% to about 100%
crystallinity.

The proppant can be a microsphere and/or pore containing
ceramic particle comprising a sintered body having a plural-
ity of microspheres and/or pores contained therein, and
wherein the microspheres and/or pores are optionally at least
partially surrounded by at least one glassy compound, and a
majority of said gas microspheres and/or pores are not in
contact with each other. The sintered body can comprise at
least in part cordierite, mullite, bauxite, silica, spodumene,
silicon oxide, aluminum oxide, sodium oxide, potassium
oxide, calcium oxide, zirconium oxide, lithium oxide, iron
oxide, spinet steatite, a silicate, a substituted alumino silicate
clay, an inorganic nitride, an inorganic carbide, a non-oxide
ceramic or any combination thereof. The sintered body can
surround or encapsulate a cenosphere, a micro glass bead, a
synthetic cenosphere, a polymer bead or any combination
thereof. The microsphere and/or pore containing ceramic par-
ticle can have a specific gravity of from about 0.8 to about 3.5,
a microsphere and/or pore total volume of from about 1% to
about 49%, a crush strength of from about 4500 psi to about
30000 psi, and a four point bending strength of about 7000 psi
to about 58000 psi. The microsphere and/or pore containing
ceramic particle can have a specific gravity of from about 1.5
to about 3.2, a microsphere and/or pore total volume of from
about 1% to about 30%, a crush strength of from 4500 psi to
about 30000 psi, and a four point bending strength of about
7000 psi to about 58000 psi.

The microsphere and/or pore containing ceramic particle
can have an R, of from about 0.01 to about 0.1, wherein
R, =d,54/d,s, wherein d,s, is a median microsphere and/or
pore size where 50% of the microspheres and/or pores of the
distribution has a smaller microsphere and/or pore size and
d 5, is amedian particle size where 50% of the particles of the
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distribution have a smaller particle size.
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The proppant can have in situ formed microspheres and/or
pores that contain whiskers or fibers. The sintered body can
contain whiskers or fibers. The interface between the sintered
body and the microspheres can contain whiskers or fibers.

The proppant can have one or more of the following char-
acteristics:

a) a majority of pores and/or microspheres in the proppant
(excluding any optional central void) have a size of less
than 50 cubic microns,

b) a population of proppants (based on a 50 gram sample of
proppants) have a specific gravity variance of £0.05 or
less,

¢) a total porosity of 1% to 30% by volume of proppant
(excluding any optional central void), wherein a major-
ity of the pores/microspheres are not in contact with
each other, and/or

d) the pores/microspheres are uniformly distributed in the
proppant such that the pore/microsphere density is about
the same throughout the proppant.

The majority can be 1% to 30% based on a count of total
pores/microspheres present in the proppant excluding any
central voids optionally present.

The proppant can have a pore/microsphere density such
that a sector of the proppant has a density of within £10%
compared to a different sector of the proppant.

The proppant (or population of proppant) can have a spe-
cific gravity variance of £0.05 or less.

The proppant can comprise a sintered body, wherein the
sintered body comprises preformed and/or in-situ whiskers
and at least one amorphous phase. The proppant can comprise
at least one non-whisker containing crystalline phase. The
non-whisker containing crystalline phase can comprise at
least one crystalline particulate phase. The non-whisker con-
taining crystalline phase can comprise alumina. The non-
whisker containing crystalline phase can comprise from
about 10 wt % to about 75 wt %, based on the total weight of
the proppant. The non-whisker containing crystalline phase
can comprise from about 50 wt % to about 70 wt %, based on
the total weight of the proppant.

The proppant can have the following characteristics:

mullite phase: 5 wt % to 40 wt %

overall crystalline phase: 10 wt % to 75 wt %

overall amorphous phase: 5 wt % to 50 wt %

quartz phase: 0% to 5%

cristobalite phase: 0 wt % to 5 wt %;

all based on the wt % of said proppant.

The proppant can have the following characteristics:

mullite phase: 10 wt % to 30 wt %

overall crystalline phase: 35 wt % to 75 wt %

overall amorphous phase: 7 wt % to 35 wt %

quartz phase: 0% to 3%

cristobalite phase: 0 wt % to 3 wt %;

all based on the wt % of said proppant.

The proppant can have the following characteristics:

mullite phase: 15 wt % to 30 wt %

overall crystalline phase: 40 wt % to 75 wt %

overall amorphous phase: 10 wt % to 30 wt %

quartz phase: 0% to 1.5%

cristobalite phase: 0 wt % to 1.5 wt %;

all based on the wt % of said proppant.

The proppant can have the following characteristics:

mullite phase: 15 wt % to 30 wt %

overall crystalline phase: 50 wt % to 75 wt %

overall amorphous phase: 15 wt % to 30 wt %

quartz phase: 0% to 1.5%

cristobalite phase: 0 wt % to 3 wt %;

all based on the wt % of said proppant.
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The proppant can have the following characteristics:

mullite phase: 15 wt % to 30 wt %

overall crystalline phase: 50 wt % to 65 wt %

overall amorphous phase: 15 wt % to 30 wt %

quartz phase: 0% to 1.5%

cristobalite phase: 0 wt % to 3 wt %;

all based on the wt % of said proppant.

The in-situ whiskers can be present as an in-situ whisker
phase that is a continuous phase.

The in-situ whiskers can be present as an in-situ whisker
phase that is a non-continuous phase.

The in-situ whiskers can be uniformly distributed through-
out the sintered body. The in-situ whiskers are present in said
sintered body in a three-dimensional non-woven structure.
The in-situ whiskers have a phase connectivity of 3. The
in-situ whiskers have a phase connectivity of 2. The in-situ
whiskers can be metal oxide or mineral derived in-situ whis-
kers.

Atemplate (if present) can comprise in-situ whiskers and at
least one amorphous phase. A template (if present) can com-
prise at least one non-whisker containing crystalline phase.

The template can comprise in-situ whiskers and at least one
amorphous phase wherein concentration of in-situ whiskers
in the template is different from the concentration of in-situ
whiskers in the sintered body that is on the template. The
template can comprise in-situ whiskers and at least one amor-
phous phase wherein concentration of in-situ whiskers in the
template is lower than the concentration of in-situ whiskers in
the sintered body that is on the template.

The in-situ whiskers can comprise mineral or metal oxide
derived whiskers.

The proppant can have at least one of the following char-
acteristics:

a. an overall diameter of from about 90 microns to about

2,000 microns;
b. a Krumbein sphericity of at least about 0.5 and a round-
ness of at least about 0.5;

c. a crush strength of about 10 MPa or greater;

d. a specific gravity of from about 1.0 to about 3.0;

e. a porosity of from about 6% to about 40%;

f. atleast 90% of proppant pores having a pore size of from

about 0.1 pum to about 10 pm, and

g. at least 80% of proppant pores are not in contact with

each other.

The proppant can comprise a sintered body having at least
one mullite whisker phase and at least one amorphous phase.

The proppant can further comprise at least one non-whis-
ker containing crystalline phase.

The amorphous phase can be a ceramics comprising alu-
mina, silica, or any combination thereof.

The amorphous phase can comprise unreacted particles of
alumina, alumina precursor, siliceous material or any combi-
nation thereof.

In general, the proppant can include a template that is a
hollow sphere comprising a cenosphere, a solid sphere, a
micro glass sphere, a synthetic cenosphere, a polymer bead,
or any combination thereof.

The mullite whiskers can have diameters of from about
0.05 pum to about 2 pm, aspect ratios from about 10 to about
50, and/or lengths from about 1 um to about 50 pm.

The phases of the proppant can comprise 3-3 connectivity
for the mullite whisker phase and the amorphous phase, or
can comprise 3-3-0 connectivity for the mullite whisker
phase, the amorphous phase and the unreacted alumina or
alumna precursor, or can comprise 3-3-0 connectivity among
the mullite whisker phase, the amorphous phase and the unre-
acted alumina or alumna precursor, or can comprise 3-3-0-0
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connectivity for the mullite whisker phase, the amorphous
phase, the unreacted alumina material and the unreacted sili-
ceous material.

The proppant can comprise a sintered body, wherein the
sintered body comprises in-situ whiskers, at least one glassy
phase, and at least one amorphous phase. The sintered body
can further comprise at least one non-whisker containing
crystalline phase. The sintered body can further comprise at
least one carbide or metal carbide. The at least one carbide can
be SiC. The carbide or metal carbide can be present in an
amount of from 1% by weight to 25% by weight, based on the
weight of the proppant.

The proppant can comprise at least one carbide or metal
carbide in particulate form, and at least one non-whisker
containing crystalline particulate phase. The at least one non-
whisker containing crystalline particulate phase can be alu-
mina. The in-situ whiskers can be present as an in-situ whis-
ker phase that is a continuous phase. The in-situ whiskers can
be present as an in-situ whisker phase that is anon-continuous
phase. The in-situ whiskers can be uniformly distributed
throughout the sintered body.

The proppant can comprise a sintered sphere having a
Krumbein sphericity of at least about 0.8 and a roundness of
at least about 0.4, and wherein the sphere comprises a) a
plurality of ceramic whiskers or oxides thereofand b) a glassy
phase or amorphous phase and c) optionally at least one
non-whisker crystalline phase and d) optionally a plurality of
microspheres, wherein the sintered sphere has a diameter of
from about 90 microns to 2,500 microns, and the sintered
sphere has a specific gravity of from 0.8 to about 3.8, and the
proppant has a crush strength of from about 1,000 psi or
greater, and wherein the proppant includes one or more of the
following characteristics:

1) said glassy phase is present in an amount of at least 10%

by weight, based on the weight of the proppant;

2) said ceramic whiskers have an average length of less
than 3.2 microns;

3) said ceramic whisker have an average width of less than
0.35 micron;

4) said ceramic whiskers have a whisker length distribu-
tion, d,,, of about 8 or less, wherein, d,={(d,o0~d,10)/
d_so} wherein d_, , is a whisker length wherein 10% of
the whiskers have a smaller length, d s, is a median
whisker length wherein 50% of the whiskers have a
smaller whisker length, and d_, is a whisker length
wherein 90% of the whiskers have a smaller whisker
length;

5) said proppant having a specific gravity of from 1.6 to 1.8
with a crush strength of at least 2000 psi;

6) said proppant having a specific gravity of from 1.8 to 2
with a crush strength of at least 3000 psi;

7) said proppant having a specific gravity of from 2 to 2.1
with a crush strength of at least 5,000 psi;

8) said proppant having a specific gravity of from 2.25 to
2.35 with a crush strength of at least 8,000 psi;

9) said proppant having a specific gravity of from 2.5t0 3.2
with a crush strength of at least 12,000 psi;

10) said proppant having a specific gravity of from 2.5 to
3.2 with a crush strength of at least 18,000 psi;

11) said proppant having a combined clay amount and
cristobalite amount of less than 20% by weight of prop-
pant;

12) said proppant having an free alpha-alumina content of
at least 5% by weight of said proppant;

13) said proppant having an API-certified 12% HCI+3%
HF etching weight loss of less than 7% by weight of said
proppant;



US 9,315,719 B2

15

14) said proppant having said microspheres present as
hollow glass microspheres having a particle size distri-
bution, d,., of from about 0.5 to about 2.7, wherein,
d,={(d,00=d,10)/d,s0} wherein d,,, is a particle size
wherein 10% ofthe particles have a smaller particle size,
d,so 1s a median particle size wherein 50% of the par-
ticles have a smaller particle size, and d_, is a particle
size wherein 90% of the particle volume has a smaller
particle size;

15) said proppant having microspheres present wherein
said microspheres are uniformly present in said prop-
pant or in a layered region of said proppant;

16) said ceramic whiskers are present in an amount of from
5% to 60% by weight of said proppant.

17) said proppant has a combined quartz amount and cris-
tobalite amount of less than 20% by weight of proppant
and said mullite whiskers are present in an amount of
60% or more by weight of said proppant;

18) said proppant has a high whisker distribution density
based on individual whiskers present in the proppant (#
of whiskers per mg of proppant);

19) said proppant has a unimodal whisker distribution;

20) said proppant has at least two layers that form a lami-
nate structure;

21) said proppant has at least a first layer and a second layer
that form a laminate structure wherein the average
length of said whiskers in said first layer compared to
said second layer is different;

22) said proppant has at least a first layer and a second layer
that form a laminate structure wherein the average width
of said whiskers in said first layer compared to said
second layer is different;

23) said whiskers in said proppant are less euhedral and
more anhedral;

24) said proppant has at least one radial region of first
whiskers and at least one region of second whiskers,
wherein the average whisker length is different by at
least 10%;

25) said proppant has at least one radial region of first
whiskers and at least one region of second whiskers,
wherein the average whisker width is different by at least
10%;

26) said proppant has a major phase of whiskers ofless than
one micron and a secondary minor phase of whiskers of
one micron or higher; and/or

27) said ceramic whiskers have a whisker length distribu-
tion having d_,,, which is a whisker length wherein 90%
of the whiskers have a smaller whisker length, of less
than 12 microns.

The proppant can comprise a sintered body, wherein the
sintered body comprises at least one crystalline phase, at least
one amorphous phase, and substantially spherical micro-
spheres and/or pores uniformly distributed in said sintered
body.

The proppant can comprise a sintered sphere having a
Krumbein sphericity of at least about 0.8 and a roundness of
at least about 0.4, and wherein said sphere comprises a) at
least one crystalline phase and b) at least one amorphous
phase, c¢) a plurality of microspheres and, optionally, d)
ceramic whiskers, wherein said sintered sphere has a diam-
eter of from about 90 microns to 2,500 microns, and said
sintered sphere has a specific gravity of from 0.8 to about 3.8,
and said proppant has a crush strength of from about 1,000 psi
or greater, and wherein said proppant includes one or more of
the following characteristics:

1) said crystalline phase is present in an amount of at least

30% by weight, based on the weight of the proppant;

15

20

25

30

40

45

55

65

16

2) said amorphous phase is present in an amount of at least
10% by weight, based on the weight of the proppant;

3) said proppant having a porosity from about 1% to 40%
by weight where

ity (%) = 100 (SG'")xmo
porosity (%) = - S_Gr

and
SG,,=measured specific gravity and
SG ~theoretical specific gravity;

4) said proppant having a porosity from about 5% to 30%
by weight;

5) said proppant having a porosity from about 3% to 20%
by weight;

6) said proppant having a porosity from about 4% to 16%
by weight;

7) said proppant having a specific gravity of from 1.6 t0 1.8
with a crush strength of at least 2000 psi;

8) said proppant having a specific gravity of from 1.8 to 2
with a crush strength of at least 3000 psi;

9) said proppant having a specific gravity of from 2 to 2.1
with a crush strength of at least 5,000 psi;

10) said proppant having a specific gravity of from 2.25 to
2.35 with a crush strength of at least 8,000 psi;

11) said proppant having a specific gravity of from 2.5 to
3.2 with a crush strength of at least 18,000 psi;

12) said proppant having a specific gravity of from 2.5 to
3.2 with a crush strength of at least 25,000 psi;

13) said proppant having a combined clay amount and
cristobalite amount of less than 20% by weight of prop-
pant;

14) said proppant having a free alpha-alumina content of at
least 5% by weight of said proppant;

15) said proppant having an HF etching weight loss of less
than 35% by weight of said proppant;

16) said proppant having said microspheres present as
hollow glass microspheres having a particle size distri-
bution, d,., of from about 0.5 to about 2.7, wherein,
d,={(d,00=d,10)/d,s0} wherein d,,, is a particle size
wherein 10% ofthe particles have a smaller particle size,
d,so 1s a median particle size wherein 50% of the par-

ticles have a smaller particle size, and d  is a particle

size wherein 90% of the particle volume has a smaller
particle size;

17) said proppant having microspheres present wherein
said microspheres are uniformly present in said prop-
pant or in a layered region of said proppant;

18) said optional ceramic whiskers have an average length
of less than 5 microns;

19) said optional ceramic whisker have an average width of
less than 0.35 micron;

20) said optional ceramic whiskers have a whisker length
distribution, d ,, of about 8 or less, wherein, d ,,={(d ;00—
d,10)/d,s0} wherein d,,, is a whisker length wherein
10% of the whiskers have a smaller length, d 5, is a
median whisker length wherein 50% of the whiskers
have a smaller whisker length, and d_, is a whisker
length wherein 90% of the whiskers have a smaller whis-
ker length;

21) said optional ceramic whiskers are present in an
amount of from 5% to 60% by weight of said proppant;

22) said proppant has a combined clay amount and cristo-
balite amount of less than 20% by weight of proppant
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and said mullite whiskers are present in an amount of
60% or more by weight of said proppant;

23) said proppant has a uniform composition comprised of
both crystalline and amorphous materials that extend
from the inner portions of the proppant out through the
surface; and/or,

24) said whiskers in said proppant are less euhedral and
more anhedral.

A proppant formulation can comprise a proppant and a
carrier. The present invention further relates to a method to
prop open subterranean formation fractions comprising intro-
ducing the proppant formulation to the subterranean forma-
tion. The present invention further relates to a method of
treating a subterranean producing zone penetrated by a well
bore comprising the steps of: (a) preparing or providing a
treating fluid that comprises a fluid, energized fluid, foam, or
a gas carrier having the proppant suspended therein, and (b)
pumping the treating fluid into the subterranean producing
zone whereby the particles are deposited therein. The treating
fluid can be a fracturing fluid and the proppant is deposited in
fractures formed in the subterranean producing zone. The
treating fluid can be a gravel packing fluid and the proppant
can be deposited in the well bore adjacent to the subterranean
producing zone.

The present invention further relates to a method of treating
a subterranean producing zone penetrated by a well bore
comprising the steps of: (a) preparing or providing a treating
fluid that comprises a fluid, energized fluid, foam or gas
carrier having the proppant suspended therein, and (b) pump-
ing the treating fluid into the subterranean producing zone
whereby the particles are deposited therein.

In the present invention, one or more proppants of the
present invention can be used alone or in a formulation to prop
open subterranean formation fractions by introducing the
proppant formulation into the subterranean formation such as
by pumping or other introduction means known to those
skilled in the art. An example of a well completion operation
using a treating fluid containing proppants or particles is
gravel packing. In gravel packing operations, particles
referred to in the art as gravel are carried to a subterranean
producing zone in which a gravel pack is to be placed by a
hydrocarbon or water carrying fluid (or other carrier source,
such as a fluid, energized fluid, foam, gas, and the like). That
is, the particles are suspended in the carrier fluid which can be
viscosified and the carrier fluid is pumped into the subterra-
nean producing zone in which a gravel pack is to be placed.
Once the particles are placed in the zone, the treating fluid
leaks off into the subterranean zone and/or is returned to the
surface. The gravel pack produced functions as a filter to
separate formation solids from produced fluids while permit-
ting the produced fluids to flow into and through the well bore.
An example of a production stimulation treatment utilizing a
treating fluid having particles suspended therein is hydraulic
fracturing. That is, a treating fluid, referred to in the art as a
fracturing fluid, is pumped through a well bore into a subter-
ranean zone to be stimulated at a rate and pressure such that
fractures are formed and extended into the subterranean zone.
At least a portion of the fracturing fluid carries particles,
referred to in the art as proppant particles into the formed
fractures. The particles are deposited in the fractures and the
fracturing fluid leaks off into the subterranean zone and/or is
returned to the surface. The particles function to prevent the
formed fractures from closing whereby conductive channels
are formed through which produced fluids can flow to the well
bore.

While the term proppant has been used to identify the
preferred use of the materials of the present invention, it is to
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be understood that the materials of the present invention can

be used in other applications, such as medical applications,

filtration, polymeric applications, catalysts, rubber applica-
tions, filler applications, drug delivery, pharmaceutical appli-
cations, and the like.

U.S. Pat. Nos. 4,547,468; 6,632,527 B1; 4,493,875, 5,212,
143;4,777,154; 4,637,990; 4,671,909; 5,397,759, 5,225,123;
4,743,545, 4,415,512; 4,303,432; 4,303,433; 4,303,431;
4,303,730; and 4,303,736 relating to the use of proppants,
conventional components, formulations, and the like can be
used with the proppants of the present invention, and are
incorporated in their entirety by reference herein. The pro-
cesses described in AMERICAN CERAMIC SOCIETY
BULLETIN, Vol. 85, No. 1, January 2006, and U.S. Pat. Nos.
6,528,446; 4,725,390, 6,197,073; 5,472,648; 5,420,086; and
5,183,493, and U.S. Patent Application Publication No. 2004/
0012105 can be used herein and is incorporated in its entirety
herein. The proppant can be a synthetic proppant, like a
synthetic cenosphere template, with any shell.

The present invention includes the following aspects/em-
bodiments/features in any order and/or in any combination:

1. The present invention relates to a proppant having low
surface friction comprising an angle of repose of 30° or
less.

2. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said angle of repose is 15°
to 30°.

3. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said angle of repose is 15°
to 22°.

4. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said angle of repose is 20°
to 25°.

5. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant comprises
one or more ceramic materials.

6. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant is a ceramic
proppant.

7. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant comprises a
template sphere and a shell that encompasses the tem-
plate sphere.

8. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant has a Krum-
bein sphericity of at least 0.9 and a roundness of at least
0.8.

9. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant has a tight
particle size distribution such that the proppant has a d,,,
from about 0.001 to about 0.4, wherein d,,;=(d,.5o—=d,,10)/
d,s,and whereind,,, , is a particle size (or proppant size)
wherein 10% ofthe particles have a smaller particle size,
d, s, is a median particle size wherein 50% of the par-

ticles have a smaller particle size, and d,o, is a particle

size wherein 90% of the particles have a smaller particle
size.

10. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant has a par-
ticle size of from 100 microns to about 2000 microns.

11. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant has a crush
strength of 1000 psi or greater.

12. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant has a crush
strength of 5000 psi or greater.
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13. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant has a spe-
cific gravity of from about 0.6 to about 2.5.

14. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said proppant further com-
prises:

a) a Krumbein sphericity of at least 0.9;

b) a roundness of at least 0.8;

¢) a particle size distribution such that the proppant has
a d,,; from about 0.001 to about 0.4, wherein d, =
(d,90=d,10)/d,5o and wherein d,, , , is a particle size (or
proppant size) wherein 10% of the particles have a
smaller particle size, d, s, is a median particle size
wherein 50% of the particles have a smaller particle
size, and d, 4, is a particle size wherein 90% of the
particles have a smaller particle size;

d) a particle size of from 100 microns to 2000 microns;

e) a crush strength of at least 3000 psi; and

f) a specific gravity of from about 0.6 to about 2.5.

15. The proppant of any preceding or following embodi-
ment/feature/aspect, further comprising at least one
lubricant layer.

16. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said lubricant layer com-
prises graphite, molybdenum, disulphide, boron nitride,
tungsten disulphide, hexagonal boron nitrite, or any
other solid material with a lamellar-type crystal struc-
ture, or any combination thereof.

17. The proppant of any preceding or following embodi-
ment/feature/aspect, wherein said lubricant layer com-
prises carbon particles.

18. A method for selecting a proppant comprising measur-
ing the angle of repose of the proppant and selecting said
proppant if the angle of repose is 30° or less.

19. A method to obtain slow settling velocity of the prop-
pant in a transport fluid or carrying fluid comprising
utilizing a proppant having an angle of repose of 30° or
less.

20. A method for achieving a lower agglomeration of prop-
pant comprising utilizing a proppant having an angle of
repose of 30° or less.

21. A method of achieving lower resistance to multi-phase
flow in a subterranean formation comprising utilizing a
proppant having an angle of repose of 30° or less.

22. A method to achieve lower pressure drop in a subter-
ranean formation comprising utilizing a proppant hav-
ing an angle of repose of 30° or less.

23. A method to reduce bridging and/or clogging of the
proppant in a subterranean formation comprising utiliz-
ing a proppant having an angle of repose of 30° or less.

24. A proppant formulation comprising the proppant of any
preceding or following embodiment/feature/aspect in at
least one carrier.

25. A method to prop open subterranean formation frac-
tures comprising introducing the proppant formulation
of any preceding or following embodiment/feature/as-
pect into the subterranean formation.

The present invention can include any combination of
these various features or embodiments above and/or below as
set forth in sentences and/or paragraphs. Any combination of
disclosed features herein is considered part of the present
invention and no limitation is intended with respect to com-
binable features.

Applicants specifically incorporate the entire contents of
all cited references in this disclosure. Further, when an
amount, concentration, or other value or parameter is given as
either a range, preferred range, or a list of upper preferable
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values and lower preferable values, this is to be understood as
specifically disclosing all ranges formed from any pair of any
upper range limit or preferred value and any lower range limit
or preferred value, regardless of whether ranges are sepa-
rately disclosed. Where a range of numerical values is recited
herein, unless otherwise stated, the range is intended to
include the endpoints thereof, and all integers and fractions
within the range. It is not intended that the scope of the
invention be limited to the specific values recited when defin-
ing a range.

Other embodiments of the present invention will be appar-
ent to those skilled in the art from consideration of the present
specification and practice of the present invention disclosed
herein. It is intended that the present specification and
examples be considered as exemplary only with a true scope
and spirit of the invention being indicated by the following
claims and equivalents thereof.

What is claimed is:

1. A proppant having low surface friction comprising an
angle of repose of 30° or less; wherein said proppant com-
prises:

a) a Krumbein sphericity of at least 0.5;

b) a roundness of at least 0.5;

¢) a particle size distribution such that the proppant has a

d,, from about 0.001 to about 0.3, wherein d,,;=(d,o-
d,,0)/d,s, and wherein d,,,, is a particle size wherein
10% of the particles have a smaller particle size, d, 5, is
a median particle size wherein 50% of the particles have
asmaller particle size, and d g, is a particle size wherein
90% of the particles have a smaller particle size;

d) a porosity, excluding a central void, of from about 6% to

about 40%; and

e) proppant pores, wherein at least 90% of the proppant

pores have a pore size of from about 0.1 micron to about
10 microns and at least 80% of the proppant pores are not
in contact with each other.

2. The proppant of claim 1, wherein said angle of repose is
15° to 30°.

3. The proppant of claim 1, wherein said angle of repose is
15° to 22°.

4. The proppant of claim 1, wherein said angle of repose is
20° to 25°.

5. The proppant of claim 1, wherein said proppant com-
prises one or more ceramic materials.

6. The proppant of claim 1, wherein said proppant is a
ceramic proppant.

7. The proppant of claim 1, wherein said proppant has a
Krumbein sphericity of at least 0.9 and a roundness of at least
0.9.

8. The proppant of claim 1, wherein said proppant has a
tight particle size distribution such that the proppant has a d,,,
from about 0.075 to about 0.3, wherein d,,;=(d,,50=d, 10)/d, 50
and wherein d,,,, is a particle size wherein 10% of the par-
ticles have a smaller particle size, d, 5, is a median particle
size wherein 50% of the particles have a smaller particle size,
and d, g, is a particle size wherein 90% of the particles have a
smaller particle size.

9. The proppant of claim 1, wherein said proppant has a
particle size of from 200 microns to about 2000 microns.

10. The proppant of claim 1, wherein said proppant has a
crush strength of 10,000 psi or greater.

11. The proppant of claim 1, wherein said proppant has a
crush strength of 5000 psi or greater.

12. The proppant of claim 1, wherein said proppant has a
specific gravity of from about 1.0 to about 2.5.

13. The proppant of claim 1, further comprising at least one
lubricant layer.
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14. The proppant of claim 13, wherein said lubricant layer
comprises graphite, molybdenum, disulphide, boron nitride,
tungsten disulphide, hexagonal boron nitrite, or any other
solid material with a lamellar-type crystal structure, or any
combination thereof.

15. The proppant of claim 13, wherein said lubricant layer
comprises carbon particles.

16. A method comprising:

manufacturing a proppant; and

measuring the angle of repose of the proppant, wherein

said proppant comprises:

a) a Krumbein sphericity of at least 0.5:

b) a roundness of at least 0.5;

¢) a particle size distribution such that the proppant has a d

from about 0.001 to about 0.3, wherein d,,,=(d,.5o—=d,10)/
d,s, and wherein d,,,, is a particle size wherein 10% of
the particles have a smaller particle size, d, 5 is a median
particle size wherein 50% of the particles have a smaller
particle size, and d, o, is a particle size wherein 90% of
the particles have a smaller particle size;
d) a porosity, excluding a central void, of from about 6% to
about 40%; and
e) proppant pores, wherein at least 90% of the proppant
pores have a pore size of from about 0.1 micron to about

10 microns and at least 80% of the proppant pores are not

in contact with each other.

17. A method comprising:

manufacturing a proppant having an angle of repose of 30°
or less; and

placing the proppant in a transport fluid or carrying fluid,
wherein said proppant comprises:

a) a Krumbein sphericity of at least 0.5;

b) a roundness of at least 0.5;

¢) a particle size distribution such that the proppant has

a d,, from about 0.001 to about 0.3, wherein d, =
(d,90=d,10)/d,5, and wherein d,,, is a particle size
wherein 10% of the particles have a smaller particle
size, d, 5, is a median particle size wherein 50% of the
particles have a smaller particle size, and d,o, is a
particle size wherein 90% of the particles have a
smaller particle size;

d) a porosity, excluding a central void, of from about 6%

to about 40%; and

¢) proppant pores, wherein at least 90% of the proppant

pores have a pore size of from about 0.1 micron to
about 10 microns and at least 80% of the proppant
pores are not in contact with each other.

18. A method comprising:

manufacturing a first proppant having an angle of repose of

30° or less, wherein the first proppant comprises a

ceramic material;
measuring the agglomeration of the first proppant in a

treatment fluid; wherein the first proppant has less
agglomeration relative to a second proppant having an
angle of repose greater than 30° and comprising the
same ceramic material as the first proppant, wherein said
first proppant comprises:

a) a Krumbein sphericity of at least 0.5;

b) a roundness of at least 0.5;

¢) a particle size distribution such that the proppant has

adfrom about 0.001 to about 0.3, wherein d,,;=<(d .o~
d,10)/d, s, and wherein d,,, is a particle size wherein
10% of the particles have a smaller particle size, d, 5,
is a median particle size wherein 50% of the particles
have a smaller particle size, and d, o, is a particle size
wherein 90% of the particles have a smaller particle
size;
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d) a porosity, excluding a central void, of from about 6%
to about 40%; and
e) proppant pores, wherein at least 90% of the proppant
pores have a pore size of from about 0.1 micron to
about 10 microns and at least 80% of the proppant
pores are not in contact with each other.
19. A method of achieving lower resistance to multi-phase
flow in a subterranean formation comprising:
introducing a proppant having an angle of repose of 30° or
less into the subterranean formation such that the resis-
tance to multi-phase flow in the subterranean formation
is lowered; wherein said proppant comprises:
a) a Krumbein sphericity of at least 0.5;
b) a roundness of at least 0.5;
¢) a particle size distribution such that the proppant has
a d,, from about 0.001 to about 0.3, wherein d,, =
(dy90=d,10)/d, 5, and wherein d,,, is a particle size
wherein 10% of the particles have a smaller particle
size, d, 5, is a median particle size wherein 50% of the
particles have a smaller particle size, and d,o, is a
particle size wherein 90% of the particles have a
smaller particle size;
d) a porosity, excluding a central void, of from about 6%
to about 40%; and
e) proppant pores, wherein at least 90% of the proppant
pores have a pore size of from about 0.1 micron to
about 10 microns and at least 80% of the proppant
pores ores are not in contact with each other.
20. A method to achieve lower pressure drop in a subter-
ranean formation comprising:
introducing a proppant having an angle of repose of 30° or
less into the subterranean formation such that the pres-
sure drop in the subterranean formation is lowered;
wherein said proppant comprises:
a) a Krumbein sphericity of at least 0.5;
b) a roundness of at least 0.5:
¢) a particle size distribution such that the proppant has a
d,,; from about 0.001 to about 0.3, wherein d,,;=(d,o-
d,0)/d, s, and wherein d,,,, is a particle size wherein
10% of the particles have a smaller particle size, d 5, is
a median particle size wherein 50% of the particles have
asmaller particle size, and d o, is a particle size wherein
90% of the particles have a smaller particle size;
d) a porosity, excluding a central void, of from about 6% to
about 40%; and
e) proppant pores, wherein at least 90% of the proppant
pores have a pore size of from about 0.1 micron to about
10 microns and at least 80% of the proppant pores are not
in contact with each other.
21. A method to reduce bridging and/or clogging of the
proppant in a subterranean formation comprising:
introducing a proppant having an angle of repose of 30° or
less into the subterranean formation such that the bridg-
ing and/or clogging, of the proppant in the subterranean
formation is reduced; wherein said proppant further
comprises:
a) a Krumbein sphericity of at least 0.5;
b) a roundness of at least 0.5:
¢) a particle size distribution such that the proppant has a
d,, from about 0.001 to about 0.3, wherein d,,;=(d,o-
d, 0)/d, s, and wherein d,,,, is a particle size wherein
10% of the particles have a smaller particle size, d, 5, is
a median particle size wherein 50% of the particles have
asmaller particle size, and d g, is a particle size wherein
90% of the particles have a smaller particle size;
d) a porosity, excluding a central void, of from about 6% to
about 40%; and
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e) proppant pores, wherein at least 90% of the proppant
pores have a pore size of from about 0.1 micron to about
10 microns and at least 80% of the proppant pores are not
in contact with each other.

22. A proppant formulation comprising the proppant of 5
claim 1 in at least one carrier.

23. A method to prop open subterranean formation frac-
tures comprising introducing the proppant formulation of
claim 22 into the subterranean formation.

24. The proppant of claim 1, wherein the proppant hasad,; 10
from about 0.001 to about 0.25.

25. The proppant of claim 1, wherein the proppant has a
from from about 0.001 to about 0.01.

26. The proppant of claim 1, wherein the proppant com-
prises a template shell and a shell that encompasses the tem- 15
plate sphere.
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